Five different activated carbons (ACs) have been prepared from dried date pits using air and phosphoric acid as activating agents. The used phosphoric acid:date pit ratio dictated the characteristics of the prepared ACs; the equivalent BET-nitrogen surface area varied from 794 m 2 /g for a ratio of 5:1, to 1707 m 2 /g for a ratio of 2:1, whereas the micropore volume changed in value from 0.24 cm 3 /g for the 5:1 ratio to 0.59 cm 3 /g for the 2:1 ratio. The prepared ACs were tested to remove 4-chlorophenol (4-CP) from aqueous solutions by means of batch adsorption process. The prepared 2:1 AC exhibited the highest uptake with a maximum of 525 mg/g. Equilibrium pH studies showed that 4-CP removal was pH dependent; the maximum uptake occurred at an equilibrium pH value of 5.5. Dynamic studies showed that 4-CP uptake on 2:1 AC is rapid, with 80% of the maximum uptake achieved during the first 40 min. Both surface adsorption and intraparticle diffusion were identified to be effective adsorption mechanisms. Kinetic studies indicated a pseudo second-order reaction. Results of equilibrium adsorption experiments showed that the adsorption of the 4-CP on 2:1 AC is best described by the Langmuir model. The thermodynamics parameters of the adsorption (∆G 0 , ∆H 0 , and ∆S 0 ) were determined by studying the adsorption equilibrium at different temperatures. The values of these parameters indicated the spontaneous and endothermic nature of the adsorption phenomenon of 4-CP on the prepared ACs.
Introduction
Chlorophenols and other phenol-based compounds have come to represent some of the most dangerous and persistent organic pollutants because of their various industrial applications [1] . Many of these compounds are byproducts of industrial processes including pharmaceutical, pesticide, paint and solvent production, and wood, paper, and pulp processing. Additionally, as a result of the widespread agricultural use of these compounds as herbicides, insecticides, and fungicides, phenolic pollutants have been detected in many sources of wastewater and drinking water [2, 3] . Chlorophenols are easily absorbed after ingestion [4] , and while they do not tend to bioaccumulate, the toxicity of these chemicals is well known [5] . Many phenolic compounds have been identified as possible carcinogens; long-term exposure has been found to cause liver, kidney, and neurological defects [5] .
For obvious reasons, the removal of chlorophenols, and the precursor phenols, from polluted areas and water sources is of utmost importance. Many methods for their removal have been investigated, Palm dates grow abundantly in tropical regions and the gulf countries of the Middle East; after processing the fruits, the residual stones, which constitute approximately 10% of the weight of the dried fruit [36] , represent a significant agricultural byproduct in these countries. As an economical solution to the problem associated with this waste, activated carbon with high surface areas can be prepared from date pits [37] . Studies have shown that date pit-derived activated carbon is effective as an adsorbent for phenol and heavy metal contaminants [38, 39] ; here, we investigate its use in the sorption of 4-chlorophenol (4-CP) from aqueous solutions.
In our previous study, we used the activated carbon prepared from date pits to remove phenol from aqueous solution. The study involved dynamics and equilibrium analysis only. For this study, raw date pits were carbonized and activated by air and phosphoric acid; the resulting activated carbon was evaluated for its 4-CP sorbent capacity. The effects of solution pH on adsorbent capacity were investigated and the Langmuir and Freundlich models were utilized to describe the adsorption behavior. Parameters for each of these models were determined by non-linear error estimation using the derivative of Marquarrdt's Percent Standard Deviation (MPSD). The pseudo second-order kinetics and Elovich equation, in addition to the Weber and Morris equation, and diffusion models were used to analyze the dynamics of sorption of the 4-CP on the prepared AC. Thermodynamics analysis of the 4-CP adsorption was carried out using both the Arrhenius and van't Hoff equations.
Materials and Methods

Materials and Instrumentation
Five different activated carbons were prepared from date pits according to a method discussed in our previous work [20] . The approximate composition of the date pits used is shown in Table 1 . The date pits were milled using a coffee mill. The resulting powder was sieved through a standard 150-mesh sieve. The small size of the powdered date pits enabled the highest possible exposure of these particles to oxygen and phosphoric acid and, therefore, increased functional group development. The powdered date pits (C) were mixed with 85% phosphoric acid (A) in different weight ratios (A:C) of 1:2, 1:1, 2:1, 3:1, and 5:1, and diluted five times with deionized water in a 1000 mL beaker. The beaker was placed on the hot plate/stirrer and gently boiled for a few hours until the mixture turned to a black paste. The temperature of the paste at this stage was 160˝C. In the same beaker, the heating continued while the material was stirred with a glass tube that introduced air at a flowrate of 3.0 L/min. This stage of carbonization and activation continued for 15 min and the temperature increased to approximately 215˝C. The black paste (activated carbon) produced was poured into a test tube that was placed vertically in a tubular furnace. It was activated for 30 min with an airflow rate of 2.5 L/min at a temperature ranging from 300 to 500˝C. After activation, the tube was removed from the furnace and cooled for 10 min with the flowing air. The synthesized AC was washed by boiling in deionized water, filtered, and then rinsed with deionized water. This procedure was repeated twice, then the sample was placed in a soxhlet extractor and rinsed with deionized water for 48 h. The rinsed carbon was transferred to a beaker and slurried with deionized water. The slurry was boiled and filtered. The wash water was tested with lead nitrate solution to ensure that all phosphate had been removed. After cooling, the pH of the wash water was measured to assure neutrality. The carbon was dried in a vacuum oven at 100˝C for 12 h, cooled in a dessicator, weighed, ground, transferred to a container, and stored in the dessicator [20] .
Samples of the prepared ACs were tested using a Micrometrics ASAP 2010 (Company, City, Country) (Micrometrics Instrument corporation, Atlanta, GE, USA) gas adsorption surface area and porosimetry analyzer. In this test, nitrogen adsorption isotherms at 77 K were obtained, as shown in Figure 1 . The manufacturer's software provided was used to determine the total pore volume (Vpore), the equivalent BET-nitrogen surface area of the adsorbent using the BET equation [2] , and total volume of pores was calculated at a relative pressure (P/P0) of 0.99. The functional groups on the prepared ACs were determined by the Boehm's titration method, which was discussed in detail in our previous work [20] . Table 2 lists the different functional groups and relative concentration (M eq H + /g) of functional groups available on the 2:1 AC. Samples of the prepared ACs were tested using a Micrometrics ASAP 2010 (Company, City, Country) (Micrometrics Instrument corporation, Atlanta, GE, USA) gas adsorption surface area and porosimetry analyzer. In this test, nitrogen adsorption isotherms at 77 K were obtained, as shown in Figure 1 . The manufacturer's software provided was used to determine the total pore volume (Vpore), the equivalent BET-nitrogen surface area of the adsorbent using the BET equation [2] , and total volume of pores was calculated at a relative pressure (P/P0) of 0.99. The functional groups on the prepared ACs were determined by the Boehm's titration method, which was discussed in detail in our previous work [20] . Table 2 lists the different functional groups and relative concentration (MeqH + /g) of functional groups available on the 2:1 AC. The point of zero charge was determined using the acid-base titration method developed by Newcombe et al. [40] . Several 50-mL portions of 0.01 M NaCl solution were prepared in flasks and the required pH for each portion was adjusted by the addition of the appropriate amount of 0.01 M solutions of either NaOH or HCl. When the required pH was achieved, 0.15 g of the prepared activated carbon sample was added to each flask and shaken for 24 h, and the final pH was recorded. Control tests were conducted without the use of activated carbon samples to eliminate the influence of CO2 on pH. The point of zero charge (pHpzc) was defined as the point where the pH final vs. pH initial curve crosses the line pHinitial = pHfinal.
Adsorption Experiments
Batch adsorption experiments were conducted by adding the appropriate amount of the prepared ACs into 100 mL reagent bottles containing 50 mL portions of 4-CP solution. Different The point of zero charge was determined using the acid-base titration method developed by Newcombe et al. [40] . Several 50-mL portions of 0.01 M NaCl solution were prepared in flasks and the required pH for each portion was adjusted by the addition of the appropriate amount of 0.01 M solutions of either NaOH or HCl. When the required pH was achieved, 0.15 g of the prepared activated carbon sample was added to each flask and shaken for 24 h, and the final pH was recorded. Control tests were conducted without the use of activated carbon samples to eliminate the influence of CO 2 on pH. The point of zero charge (pH pzc ) was defined as the point where the pH final vs. pH initial curve crosses the line pH initial = pH final .
Batch adsorption experiments were conducted by adding the appropriate amount of the prepared ACs into 100 mL reagent bottles containing 50 mL portions of 4-CP solution. Different initial concentrations of the 4-CP (10-400 ppm) were used in the equilibrium studies. The experimental procedures for measuring adsorption kinetics, equilibrium, and thermodynamics are described and discussed in detail in our previous studies [20] . The concentration of the 4-CP was determined using a UV-VIS spectrophotometer at 279 nm.
The adsorption capacity (i.e., uptake) was calculated using Equation (1):
where q e is the equilibrium uptake (mg/g); C o is the initial 4-CP concentration (mg/L); C e is the equilibrium 4-CP concentration (mg/L); V is the volume of the solution (L); and w is the mass of the adsorbent (g).
Results and Discussion
Characterization of the Prepared ACs
The equivalent BET-nitrogen surface area, molecular volume, total pore volume, micropore volume, and pore diameter of the five prepared ACs were determined and listed in Table 3 . SEM representative images of these ACs are shown in Figure 2 . It is evident from the results of the SEM images and the BET data that the surface area of the prepared ACs increases as the ratio of phosphoric acid to precursor decreases, until it reaches the ratio of 2:1 (A:C) where it, then, starts to decrease. This trend can be attributed to the enlargement of the micropores until they are damaged by the effect of excessive amounts of the acid. Table 3 shows that acid activation enhanced the porosity of all ACs which resulted in a pronounced increase in the total pore volume and specific surface area for all activated carbons. These results can be explained on the basis of different activation mechanisms, namely the pyrolysis of the raw materials enhanced the cross-linkage and, hence, created highly porous materials, while activation with phosphoric acid led to the elimination of water and, therefore, destruction of the cellulosic structure [20, 41] . The increase of the extent of activation from date pits to activated carbon was associated with the increase in total pore volume and specific surface area and a decrease in the mean pore radius; suggesting the significant contribution of micropores to the total pore volume. However, in the case of activation for 2:1-5:1 ACs, different results were observed where the surface area and total pore value was drastically decreased and the result for pore diameter was ambiguous. This may be attributed to the fact that excess acid could form a protective solid layer that reduces the activation of the raw material. Due to the mixed micro/mesoporosity, the active carbons are not freely accessible to the probe molecules from aqueous solution [20] .
All adsorption experiments on 4-CP will be conducted using the 2:1 AC as it has the highest equivalent BET-nitrogen surface area. 
Effect of pH on Adsorption of Phenol on 2:1 AC
Most of the studies on the adsorption of aromatic compounds by activated carbons could not completely explain the mechanism by which these compounds are adsorbed. This is attributed to the fact that many variables are involved in the adsorption process, such as the solubility of the aromatic compounds, the ionization state of the functional groups on the adsorbent, electrostatic interactions, dispersive and chemical interactions, and intrinsic properties of both the solute and adsorbent.
Adsorption of 4-CP on 2:1 AC was studied over the range of pH 5.5-10.5, and the results are shown in Figure 3 . The point of zero charge (pHPZC) of the 2:1 AC was found to be 7.2 following the procedure outlined earlier in the materials and methods section. Figure 3 shows that the uptake of 4-CP on the AC reached a maximum at pH 5.5 and it decreased with the increase in solution pH. The decrease in 4-CP uptake was more pronounced at pH > 7.5. This is due to the dependency of the 4-CP ionization on solution pH and the point of zero charge for mesoporous carbon, as well as the electrostatic and dispersive interactions between the 4-CP and the activated carbon. According to Moreno-Castilla [30] , the solution pH also controls the issociation or ionization of the electrolyte through its pKa. Thus, acidic electrolytes will be dissociated at pH > pKa. "Therefore, the solution pH controls the adsorptive-adsorbent and adsorptive-adsorptive electrostatic interactions, which can have a profound effect on the adsorption process. Thus, the adsorption of 
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Dynamics of 4-CP Adsorption on 2:1 AC
Dynamics of the adsorption of 4-CP on the prepared ACs was investigated with 100 ppm 4-CP solution on 2:1 AC at the optimum pH; i.e., 5.5, and at different temperatures. The results of the change of 4-CP uptake with time are presented in Figure 4 . It is evident from this figure that the uptake of 4-CP on 2:1 AC is rapid; more than 85% of the maximum uptake occurs during the first 40 min. After 40 min the adsorption process plateaus and becomes slower, near equilibrium. In between these two stages of uptake, the rate of adsorption is found to be nearly constant. This can be explained based on the fact that during the first 40 min, a large number of vacant surface sites are available for adsorption; thus, the uptake increases rapidly. After 40 min, the remaining vacant surface sites are sterically and electrostatically hindered due to the repulsive forces between the solute molecules on the solid and bulk phases; thus, the uptake advances more slowly.
The adsorption of 4-CP on 2:1 AC can be analyzed by the pseudo second-order kinetics given by [42] : 2 2 ) (
where qe (mg/g) is the uptake at equilibrium; qt (mg/g) is the uptake at time t (min); k2 (g/mg•min) is the equilibrium rate constant of pseudo second-order sorption kinetics. Equation (2) can be solved with the boundary condition: , to give Equation (3):
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where q e (mg/g) is the uptake at equilibrium; q t (mg/g) is the uptake at time t (min); k 2 (g/mg¨min) is the equilibrium rate constant of pseudo second-order sorption kinetics. Equation (2) can be solved with the boundary condition: q t | t"0 " 0 , to give Equation (3):
The adjusted q e and k 2 , can be determined by either fitting the equilibrium data to linear-equivalent forms or using nonlinear regression techniques. In this study, the Composite Fractional Error Function (CFEF) [43] , defined as seen in Equation (4) where q e,exp and q e,cal are the experimentally-determined and calculated values of q e , respectively. Using CFEF, the parameters of the pseudo second-order rate k 2 and q e , at different temperatures are listed in Table 4 . The low values of CFEF indicate that this model appropriately describes the kinetics of adsorption for the prepared ACs. Another common model used to describe activated chemical adsorption is the Elovich equation [39] :
where a and b are the constants determined during an experiment. The constant, a, is regarded as the initial rate because (dq t {dt) approaches a when q t approaches 0 [44] . Equation (5) can be solved with the boundary condition: q t | t"0 " 0 , to give:
The intercept of Equation (6) indicates the amount of adsorption in a short time, as t Ñ 0 , and the slope indicates the capability of mass transfer and solute adsorption in the interior pores of particles [44] .
Using Equation (4), the parameters of the Elovich equation, a and b, were found and listed in Table 4 . The low values of CEFF indicate that this model appropriately describes the kinetics of adsorption for the prepared ACs.
To investigate the diffusion mechanism of the 4-CP adsorption onto the carbon, the intraparticle diffusion model described by Equation (7), proposed by Weber and Morris [45] , was utilized:
where, k id (mg/g¨min 1/2 ) is the intraparticle diffusion rate constant and C (mg/g) is a constant that is related to the thickness of the boundary layer, i.e., the larger the value of C the greater is the boundary layer effect. Figure 5 shows the application of Equation (7) to the experimental data for the adsorption of 4-CP on 2:1 AC. Figure 5 indicates multi-linearity rather than linear relation. The multi-linearity of the intraparticle diffusion plots may indicate two or more steps occurring. The first step is characterized by a steep change in the uptake, which may indicate an instantaneous adsorption stage resulting from external surface adsorption, and then followed by sections representing intraparticle diffusion into the branched porous network of the adsorbent particle [46, 47] . 
Adsorption Isotherms
Adsorption isotherms describe the relationship between the amount adsorbed by a unit mass of solid sorbent and the concentration of dissolved adsorbate in the liquid at equilibrium. Figure 6 indicates that the maximum adsorption was achieved with the use of 2:1 AC. This is expected since the 2:1 AC has the highest surface area. The Langmuir and Freundlich models are the most common adsorption isotherm models that are used to describe the adsorption equilibrium data. The Langmuir isotherm assumes that: (1) sorption occurs uniformly on the active sites of the sorbent, and (2) once a sorbate occupies a site, no further sorption can take place at this site. Based on these assumptions, the Langmuir isotherm model in its simple form is given by Equation (8): 
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where the adjustable parameters q mon and K L are the Langmuir constants, which are related to the amount of adsorption corresponding to monolayer coverage, or adsorption capacity, and the energy of adsorption, respectively. While the Langmuir isotherm model assumes uniform adsorption energies and homogeneous monolayer, the Freundlich isotherm model is given by Equation (9):
which assumes that sorption occurs on heterogeneous surfaces. However, it does not provide any information on the monolayer adsorption capacity. The adjustable parameters K and n are the Freundlich constants and are indicators of adsorption capacity and adsorption intensity, respectively.
The adjustable parameters of both the Langmuir and Freundlich models were determined for the adsorption of the 4-CP on the 2:1 AC at different temperatures, as shown in Figure 7 , by minimizing the objective function of the derivative of Marquarrdt's Percent Standard Deviation (MPSD) [43] defined by Equation (10) where the adjustable parameters qmon and KL are the Langmuir constants, which are related to the amount of adsorption corresponding to monolayer coverage, or adsorption capacity, and the energy of adsorption, respectively. While the Langmuir isotherm model assumes uniform adsorption energies and homogeneous monolayer, the Freundlich isotherm model is given by Equation (9):
which assumes that sorption occurs on heterogeneous surfaces. However, it does not provide any information on the monolayer adsorption capacity. The adjustable parameters K and n are the Freundlich constants and are indicators of adsorption capacity and adsorption intensity, respectively. The adjustable parameters of both the Langmuir and Freundlich models were determined for the adsorption of the 4-CP on the 2:1 AC at different temperatures, as shown in Figure 7 , by minimizing the objective function of the derivative of Marquarrdtʹs Percent Standard Deviation (MPSD) [43] defined by Equation (10): The parameters, along with the values of MPSD, are listed in Table 5 . The values of MPSD indicate that while both the Langmuir and Freundlich models could describe the adsorption of 4-CP on the prepared ACs, the Langmuir gave better fitting to the experimental results. Table 6 shows a comparison of the Langmuir monolayer adsorption capacity, qmon, of 4-CP on different adorbents. As it can be noticed, the 2:1 AC is considered among the highest Langmuir monolayer adsorption capacities. The parameters, along with the values of MPSD, are listed in Table 5 . The values of MPSD indicate that while both the Langmuir and Freundlich models could describe the adsorption of 4-CP on the prepared ACs, the Langmuir gave better fitting to the experimental results. Table 6 shows a comparison of the Langmuir monolayer adsorption capacity, q mon , of 4-CP on different adorbents. As it can be noticed, the 2:1 AC is considered among the highest Langmuir monolayer adsorption capacities. 
Effect of Temperature and Thermodynamics Analysis
Thermodynamics analysis in sorption studies usually involves studying sorption equilibrium and kinetics at different temperatures. The temperature dependency of the 4-CP adsorption onto the prepared ACs was investigated by studying the effect of temperature on the adsorption equilibrium and kinetics of the adsorption process, as shown in Figures 4 and 7 respectively. The parameters that are important to analyze the thermodynamics of the adsorption process are the standard enthalpy ∆H 0 , standard entropy ∆S 0 , and standard free energy ∆G 0 due to the transfer of a unit mole of solute from solution onto the solid-liquid interface, as well as the activation energy of adsorption, E a [52] .
The van't Hoff equation:
can be used to determine the value of ∆H 0 and ∆S 0 , while ∆G 0 can be calculated using the equation:
where K is the distribution coefficient, which can be calculated using the Equation (13):
The activation energy of the adsorption can be determined using the linearization form of Arrhenius equation, given by:
where K 2 is the equilibrium rate constant of pseudo second-order sorption kinetics, k 0 is the Arrhenius factor, and E a is the Arrhenius activation energy of adsorption. Table 7 lists the calculated thermodynamics properties. The negative values of ∆G 0 confirms the feasibility of the adsorption of 4-CP on the prepared ACs and the spontaneous nature of the adsorption process. Positive value of ∆S 0 reflects the affinity of the prepared ACs for the 4-CP and the increasing randomness at the solid-solution interface with some structural changes in the adsorbates and adsorbents during the adsorption process. Positive values of ∆H 0 indicate that the adsorption of 4-CP on the prepared AC is endothermic, which agrees with the experimental data where adsorption increases with increasing temperature as shown in Figure 7 . The increase of adsorption with temperature can be attributed to the increase of the rate of diffusion of the 4-CP across the boundary layer and in the internal pores of the prepared ACs.
Conclusions
The activated carbons produced from date pits have proven to be efficient adsorbent for the investigated toxin pollutant, namely 4-Chlorophenol. The adsorption process on the prepared activated carbons was found to be pH dependent; it decreased by increasing pH. Dynamics studies on the prepared activated carbons revealed that Elovich equation appropriately could describe the kinetics of adsorption for the prepared ACs and the process followed pseudo second-order kinetics with the involvement of film, pore, and surface diffusions, as well as adsorption on the pore surface. Equilibrium studies indicated that Langmuir isotherm model best described the adsorption of 4-CP on the prepared activated carbon. The determined thermodynamic properties, indicated the spontaneous and endothermic nature of the adsorption process of 4-CP on the prepared ACs.
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